The effect of aerosols is an important indicator of climate change. Sulfate aerosols, as the major scattering aerosols, which have attracted more and more attention in recent years. The Weather Research and Forecasting model coupled with Chemistry (WRF-Chem) were utilized to investigate the spatial distribution of sulfate aerosols and their radiative forcing characteristics over East Asia in 2010. Results showed that sulfate aerosols were mainly distributed over eastern China (24) (25) (26) (27) (28) (29) (30) (31) (32) (33) (34) (35) (36) (37) (38) (39) (40) (41) (42) (43) • N, 101-126 • E), especially in the Sichuan Basin. The concentration of sulfate aerosols decreased with increasing altitude over East Asia. It also exhibited obvious seasonal variations, where the largest range of sulfate aerosol concentrations was found in summer, with a maximum of 2.4 µg kg −1 over eastern China. Although sulfate aerosol concentrations varied slightly during day and night, there was still a significantly difference in the sulfate aerosol radiative forcing. Specifically, the magnitude of the direct radiative forcing induced by sulfate aerosols at the surface was approximately −3.02 W m −2 in the daytime, while that was +0.24 W m −2 in the nighttime. This asymmetric change that was caused by the radiative forcing of sulfate aerosols between day and night would have significant impacts on climate change at the regional scale.
Introduction
Aerosols are active components of Earth's atmosphere. Scholars were increasingly concerned about their contributions to global climate change [1] [2] [3] [4] . Previous studies suggested that aerosol concentrations were largely increased in 2000-2014 as compared to 1980-2000 in China [5] . Aerosol particles can scatter and absorb the incoming solar radiation, resulting in cooling or heating the atmosphere, which is called as direct effect. The aerosol indirect effect refers to that aerosols as cloud condensation nuclei and ice nuclei alter the lifetime, microphysical, and optical properties of cloud droplets [6, 7] . According to the Intergovernmental Panel on Climate Change (IPCC, 2013) report and Wang et al. (2008) [8, 9] , the aerosol direct radiative forcing was −0.35 (−0.85 to +0.15) W m −2 , and radiative forcing that was caused by greenhouse gas was 2.83 (2.54 to 3.12) W m −2 .
Model and Observational Data

WRF-Chem Model
The WRF-Chem model is an established air quality model, which simulates trace gases and aerosols simultaneously within meteorological fields. It is coupled with several parameterization schemes, including a gas-phase chemical mechanism, a photolysis scheme, and an aerosol mechanism. Moreover, several key processes, such as aerosol emission, formation, transport (advection, diffusion and convection), dry and wet deposition, radiative effects, and photolysis rates are taken into consideration [2, [39] [40] [41] . When compared with other models, the WRF-Chem model has the advantage of the complete online coupling of meteorological and chemical models at high temporal and spatial resolution, which can describe in detail the feedback between aerosol and meteorological fields [42] .
The aerosol modules the WRF-Chem model utilized in this simulation were the Modal Aerosol Dynamics Model for Europe with Secondary Organic Aerosol Model (MADE/SORGAM), coupled with the photochemical reaction mechanism Regional Acid Deposition Model 2 (RADM2). The MADE/SORGAM aerosol module utilized three lognormal-distributed modes (Aitken, accumulation, and coarse) to represent particle size distributions. Details of aerosol optical characteristics can be found in Fast et al. (2006) [43] . The homogeneous nucleation in the sulfuric acid-water system plays a crucial role in SO 2 conversion. Wexler et al. (1994) [44] derived an expression of nucleation rates as:
C crit = 0.16 × exp(0.1 × T − 3.5 × RH − 27.7)
where T and RH represent the temperature (units: K) and relative humidity, respectively, and C crit is the critical concentration of sulfuric acid vapor. Their research [45, 46] showed that new sulfate aerosol particles will be generated when the sulfuric acid vapor exceeds the critical concentration, indicating that the temperature and humidity conditions are quite essential in the form of sulfate aerosol. The homogeneous nucleation with the high relative humidity and low temperature need more SO 2 emissions. Moreover, the sulfate aerosols were converted in the RADM2 by the oxidation of SO 2 in both the gas-phase and liquid-phase [47] . The conversion of sulfate aerosol chemistry mechanisms reactions is as following (2) 
The SO 2 -HO chain mechanisms demonstrated above were verified by many scholars [49] [50] [51] , which is enough for obtaining the spatio-temporal distributions of sulfate aerosol based on the emission inventory of SO 2 emissions.
In this study, WRF-Chem was configured to cover East Asia (10.7-59.8 • N, 51.6-154.4 • E) with 138 × 187 grid points at 36 km horizontal resolution, and 35 vertical layers up to 10 hPa. The initial and boundary conditions for trace gases and aerosols were derived from the National Center for Environmental Prediction final analysis (NCEP/FNL) reanalysis data with 1 • horizontal resolution at 6 h temporal intervals. The simulation covered the time period from 1 December 2009 to 31 December 2010. To reduce instability in boundary conditions, only the time period from 1 January 2010 to 31 December 2010 was selected for analysis.
To better simulate real atmospheric circulation, the wind fields and temperature fields above the planetary boundary layer in the model were approximated to reanalysis data using the relaxation method, once every 6 h [52] . The simulation included all major precursors and components of aerosols, such as CO, NO 2 , SO 2 , VOCs, BC, OC, and other anthropogenic aerosols. We also use the Yonsei University (YSU) planetary boundary scheme [53] , Noah land surface module [54] , Morrison two-moment microphysical scheme [55] , Kain-Fritsch cumulus parameterization scheme [56] , and the Rapid Radiation Transfer Model for GCM (RRTMG) longwave and shortwave radiation scheme [57] . The anthropogenic emissions were derived from the 2006 emission inventory developed by David Street. The Global Fire Emissions Database version 3 with monthly temporal resolution and 0.5 • × 0.5 • spatial resolution was used as biomass burning emissions. The SO 2 emission inventory that was used in this study is from EDGAR-HTAP global inventory with the horizontal resolution of 0.1 • × 0.1 • and monthly temporal resolution. The HTAP inventory has been developed by complementing various regional emissions with EDGAR data, in which Asian region including India is represented by the Model Intercomparison Study for Asia (MICS-Asia) inventory at the horizontal resolution of 0.25 • × 0.25 • (Carmichael et al., 2008) [58] . The resultant global inventory is re-gridded at the spatial resolution of 0.1 • × 0.1 • and temporal resolution of 1-month HTAP, including emissions of CO, NO x , SO 2 , nonmethane volatile organic compounds (NMVOCs), particulate matter (PM), black carbon (BC), and organic carbon (OC) from power, industry, residential, agriculture, ground transport, and shipping sectors.
Moreover, shortwave (SW) and longwave (LW) radiative process induced by sulfate aerosols were both simulated by using the Rapid Radiative Transfer Model (RRTMG). The radiative forcing was calculated by the following formulas. Moreover, only the anthropogenic sulfate emissions were considered in the study.
R ATM = R TOA − R SUR (7) where R represents the radiative forcing induced by sulfate aerosols and the ∆F is the net radiation flux; TOA, SUR, and ATM represent the top of the atmosphere, the surface and the atmosphere at all sky, respectively. This configuration and implementation are detailed in [2, 40, 59 ].
Observational Data
The Aerosol Robotic Network (AERONET) program that was established by the National Aeronautics and Space Administration (NASA) provides measurements of spectrally resolved aerosol optical characteristics with more than 500 sites around the globe. The AERONET program plays an important role in the studies of aerosol optical properties and it has been regarded as a validation tool for radiative transfer models and satellite retrievals. AOD data products are divided into three levels based on data quality: Level 1.0 (unscreened), Level 1.5 (cloud-screened), and Level 2.0 (cloud-screened and quality-assured) [60, 61] . In this paper, Level 2.0 AERONET AOD data obtained from four sites in East Asia in 2010 were selected to validate the WRF-Chem model: Osaka (34. The Moderate Resolution Imaging Spectroradiometer (MODIS), operating on the Terra and Aqua satellites since 1999, is an important instrument for observing biological and physical processes over land and ocean at the global scale [62] . The MODIS is a broom-type scanning imaging sensor, with scanning observations of the ground at a swath width of 2330 km, a scanning bandwidth of 10 km, and a viewing angle range of ±55 • . It has 36 discrete spectral bands with a spectral range from 0.4 µm (visible light) to 14.4 µm (thermal infrared), including three spatial resolutions at 250 m (1-2 bands), 500 m (3-7 bands), and 1000 m (8-36 bands). The MODIS obtains global coverage in two Atmosphere 2018, 9, 441 5 of 17 days and it acquires images of land and ocean temperatures, primary productivity, land surface cover, clouds, aerosols, water vapor and fires. The uncertainty in MODIS AOD products was ±0.05 over land and ±0.03 over oceans [63] . In this study, the AOD data of MODIS, in different seasons of 2010, were chosen to validate simulations based on the WRF-Chem model.
In December 1999, the Multi-angle Imaging SpectroRadiometer (MISR) was launched into a Sun-synchronous orbit that was carried by the Terra spacecraft of the NASA Earth Observing System. The MISR aerosol product retrieves information on single scattering albedo, AOD, aerosol radiative forcing and aerosol plume height [64] [65] [66] [67] [68] [69] . The MISR produces 36 simultaneous images (nine angles, including 0 • , ±26.1 • , ±45.6 • , ±60.0 • , and ±70.5 • at each of the four wavelengths of 446, 558, 672, and 866 nm) with a swath width of 360 km. Previous studies showed that AOD data retrieved from MISR were reliable (on the order of 0.05 precision) [70] [71] [72] . The MISR aerosol product was selected to evaluate the simulated AOD in 2010 over East Asia in this study.
Results
WRF-Chem Validation
To assess the performance of the WRF-Chem model, data from four sites (Taihu, Xianghe, Hong Kong and Osaka) of the AERONET were selected for analysis. Figure 1 shows the daily AOD at 500 nm from AERONET and the corresponding total AOD and sulfate AOD at 550 nm from WRF-Chem simulation during 2010 at the four sites over East Asia. In general, the model results were consistent with the observed AOD over East Asia. Results showed that the correlation coefficient was 0.75, 0.61, 0.60, and 0.57 in Xianghe, Hong Kong, Osaka, and Taihu, respectively, whose significance were all above the 95% level. The normalized mean bias was 13%, 18%, 29%, and 32% in Xianghe, Hong Kong, Osaka, and Taihu, respectively. Furthermore, temporal variations in AOD exhibited different characteristics at the various sites, with low values over Hong Kong and high values over Xianghe in July. The minimum average value of observed AOD was found at the Osaka site and that maximum at Xianghe site, which also corresponded to the two sites with the best agreement between model data and observations. However, due to uncertainties in local emissions over East Asia, the model underestimated the value of areas with large emissions, especially in summer.
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Spatial and Temporal Distributions of Sulfate Aerosols
In order to understand the characteristics of sulfate aerosol radiative forcing, we simulated the spatial and temporal distributions of sulfate aerosols. The spatial distribution of sulfate AOD at 550 nm in 2010 is shown in Figure 5 . The annual average value of sulfate AOD over eastern China was 0.09, as compared with a higher value over Sichuan Basin (>0.21) and lower values over northwestern China and Qinghai-Tibet Plateau. The research of Li et al. (2015) [35] demonstrated that the distribution of sulfate aerosol was closely relevant to SO2 emission sources, whose high value centers were located in industrially developed areas. Therefore, northwestern China exhibited low values of sulfate AOD, as there were less SO2 emission sources. In addition, the sulfate AOD shows significant seasonal variations in Figure 6 . The average sulfate AOD was up to 0.13 in summer, nearly doubling the winter's. Subsequently, Li et al. (2015) [32] suggested that monsoon 
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Sulfate Aerosol Direct Radiative Forcing
The direct radiative forcing induced by sulfate aerosols during the daytime and nighttime over East Asia is presented in Figure 11 . The daytime shortwave direct radiative forcing of sulfate aerosols exhibited strong negative values at both top of the atmosphere (TOA) and surface, while the nighttime direct radiative forcing was approximately zero. In contrast, the longwave radiative forcing was positive during both the daytime and nighttime, with only slight differences in their spatial distributions. The spatial distributions of the sulfate aerosol radiative forcing showed a 
The direct radiative forcing induced by sulfate aerosols during the daytime and nighttime over East Asia is presented in Figure 11 . The daytime shortwave direct radiative forcing of sulfate aerosols exhibited strong negative values at both top of the atmosphere (TOA) and surface, while the nighttime direct radiative forcing was approximately zero. In contrast, the longwave radiative forcing was positive during both the daytime and nighttime, with only slight differences in their spatial distributions. The spatial distributions of the sulfate aerosol radiative forcing showed a general increase from northeast to southwest. During the daytime, the annual mean value of the sulfate aerosol direct radiative forcing at surface over eastern China was −3.02 W m −2 (i.e., a cooling effect). However, it sharply increased (up to +0.24 W m −2 ) at night, owing to the lack of solar shortwave radiation. The effect of longwave radiative forcing was quite weak. 
The direct radiative forcing induced by sulfate aerosols during the daytime and nighttime over East Asia is presented in Figure 11 . The daytime shortwave direct radiative forcing of sulfate aerosols exhibited strong negative values at both top of the atmosphere (TOA) and surface, while the nighttime direct radiative forcing was approximately zero. In contrast, the longwave radiative forcing was positive during both the daytime and nighttime, with only slight differences in their spatial distributions. The spatial distributions of the sulfate aerosol radiative forcing showed a general increase from northeast to southwest. During the daytime, the annual mean value of the sulfate aerosol direct radiative forcing at surface over eastern China was −3.02 W m −2 (i.e., a cooling effect). However, it sharply increased (up to +0.24 W m −2 ) at night, owing to the lack of solar shortwave radiation. The effect of longwave radiative forcing was quite weak. To summarize, the spatial distributions of sulfate aerosols during the daytime was similar to that of nighttime, but there was a large difference in radiative forcing in day and night. During the daytime, the radiative forcing that was induced by sulfate aerosols showed a strong cooling effect on surface temperatures, and a slight warming effect at night.
We further investigated diurnal variations of the sulfate aerosol direct radiative forcing, where the 24-h trends at TOA, surface, and atmosphere are shown in Figure 12 . The magnitude of radiative forcing was approximately −2.79 W m −2 and +0.025 W m −2 at the top of the atmosphere during the daytime and nighttime, respectively. It was evident that the surface radiative forcing began to decline from about 6 a.m. and it reached the minimum value at 3 p.m. Then, it grew consistently until 9 p.m. and after that, the surface radiative forcing remained almost unchanged. The trend in radiative forcing at the TOA was similar to that at the surface. After sunrise, the sulfate aerosols began to scatter the solar shortwave radiation, causing an increase in the direct radiative forcing of sulfate aerosols, which then weakened when the solar shortwave radiation decreased in the afternoon and remained essentially constant during the nighttime. Consequently, the direct radiative forcing induced by sulfate aerosols had a strong cooling effect during daytime, but only subtle effects during nighttime, and there was even a slight warming effect at night over eastern China.
began to scatter the solar shortwave radiation, causing an increase in the direct radiative forcing of sulfate aerosols, which then weakened when the solar shortwave radiation decreased in the afternoon and remained essentially constant during the nighttime. Consequently, the direct radiative forcing induced by sulfate aerosols had a strong cooling effect during daytime, but only subtle effects during nighttime, and there was even a slight warming effect at night over eastern China. The value of sulfate aerosol direct radiative forcing over eastern China is displayed in Figure 13 and it exhibits significant seasonal variations with the maximum in summer, followed by spring and autumn, and the minimum in winter (approximately −5.67 W m −2 , −2.64 W m −2 , −2.49 W m −2 and −1.21 W m −2 , respectively). According to Figure 13 , those seasonal variations were consistent with changes in sulfate aerosol concentrations and AOD throughout the year. In addition, it also showed regional variations in the direct radiative forcing of sulfate aerosols, as well as their associated impact on surface temperature were slightly higher in southern regions than in northern regions, owing to the stronger solar radiation and elevated humidity in southern regions. Besides, the direct radiative forcing still showed large differences in the daytime and nighttime over East Asia, particularly in the Sichuan Basin. The nighttime direct radiative forcing of sulfate aerosols exhibited its maximum positive value, reaching approximately +0.39 W m −2 in summer over eastern China. Furthermore, temperature reduction that was caused by radiative forcing in eastern China was more significant than that in western China. In addition, the cooling effect in the Sichuan Basin was greater than that in other regions, in which the strongest effect was in summer and the weakest in winter. The value of sulfate aerosol direct radiative forcing over eastern China is displayed in Figure 13 and it exhibits significant seasonal variations with the maximum in summer, followed by spring and autumn, and the minimum in winter (approximately −5.67 W m −2 , −2.64 W m −2 , −2.49 W m −2 and −1.21 W m −2 , respectively). According to Figure 13 , those seasonal variations were consistent with changes in sulfate aerosol concentrations and AOD throughout the year. In addition, it also showed regional variations in the direct radiative forcing of sulfate aerosols, as well as their associated impact on surface temperature were slightly higher in southern regions than in northern regions, owing to the stronger solar radiation and elevated humidity in southern regions. Besides, the direct radiative forcing still showed large differences in the daytime and nighttime over East Asia, particularly in the Sichuan Basin. The nighttime direct radiative forcing of sulfate aerosols exhibited its maximum positive value, reaching approximately +0.39 W m −2 in summer over eastern China. Furthermore, temperature reduction that was caused by radiative forcing in eastern China was more significant than that in western China. In addition, the cooling effect in the Sichuan Basin was greater than that in other regions, in which the strongest effect was in summer and the weakest in winter. 
Conclusions
In this study, the WRF-Chem model simulated the spatial and temporal distributions of sulfate aerosols and revealed the characteristics of radiative forcing between day and night in 2010 over East Asia.
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Comparison of daily AOD at four sites from 1st January to 31st December in 2010 showed that the model could reproduce both the day-to-day variations in AOD and the features that wer observed at different sites (such as the highest AOD in Xianghe was related to its distance from SO 2 emission sources). When compared with the spatial distributions of MODIS and MISR measurements, the model results agreed reasonably well with observations, indicating that the WRF-Chem model can capture the characteristics of AOD seasonal variations, with the highest in summer and the lowest in winter. However, compared with MODIS measurements, the model simulation underestimated AOD over eastern and southern China. While compared with MISR measurements, the model simulation overestimated AOD over China but underestimated it in northern India.
The spatial distributions of sulfate aerosols over East Asia showed significant regional variations, with the highest sulfate AOD observed over eastern China. The annual value of the sulfate AOD in Sichuan basin, which was the highest of any regions throughout the four seasons, exceeded 0.24, while the annual average AOD of the selected area (24) (25) (26) (27) (28) (29) (30) (31) (32) (33) (34) (35) (36) (37) (38) (39) (40) (41) (42) (43) • N, 101-126 • E) was 0.09. The simulations also suggested that sulfate aerosols generally accumulated below 500 hPa, and concentrations then decreased with the increasing of altitude. Furthermore, the model results also showed that the concentrations of sulfate aerosols exhibited an inhomogeneous distribution across different seasons over eastern China during the daytime, with the value of 1.2 µg kg −1 in spring, 2.4 µg kg −1 in summer, 1.3 µg kg −1 in autumn, and 0.8 µg kg −1 in winter. In addition, the maximum concentrations of sulfate aerosols in summer probably resulted from the effects of the summer monsoon, atmospheric circulation, and the subtropical high. However, it should be noted that the concentrations of sulfate aerosols were effectively the same in the daytime and nighttime.
Furthermore, the direct radiative forcing of sulfate aerosols during the daytime ranged from −3 to 0 W m −2 at TOA, 0 to 0.6 W m −2 in atmosphere, and −3 to 0 W m −2 at surface. During the nighttime, the range was from −0.6 to 0 W m −2 at TOA, −0.6 to 0 W m −2 in atmosphere, and −0.6 to 0.6 W m −2 at the surface. It can be seen that the direct radiative forcing of sulfate aerosols was determined mainly by shortwave radiation, which resulted in a significant difference in the daytime and nighttime. Comparison of the radiative forcing among different seasons showed that the direct radiative forcing of sulfate aerosols over eastern China was negative during the day, with values of approximately −2.49 W m −2 in spring, −5.67 W m −2 in summer, −2.64 W m −2 in autumn, and −1.21 W m −2 in winter. During the nighttime, the direct radiative forcing was +0.18 W m −2 , +0.39 W m −2 , +0.23 W m −2 , and +0.14 W m −2 , from spring to winter. The asymmetric effects of direct radiative forcing on temperature cannot be ignored, especially in summer.
As a final remark, due to the indirect radiative forcing of sulfate aerosols, the complexity of the processes involved and the challenging nature of the measurements required, there remain many unknowns and uncertainties regarding the climatic effects of sulfate aerosols. We would further investigate the features of the long-time trend of sulfate aerosols and its indirect radiative forcing impacts, as well as additionally use the WRF-Chem model to investigate their divergences based on sensitivity experiments in the future. Moreover, continual development of theoretical research and better use of observations to constrain climate models are essential for reducing uncertainty in model simulations and improving the reliability of future projections of climate change.
